General method
H NMR spectra were recorded on commercial instruments (400 MHz). Chemical shifts were reported in ppm from tetramethylsilane with the solvent resonance as the internal standard (CDCl3, δ = 7.26). Spectra were reported as follows: chemical shift (δ ppm), multiplicity (s = singlet, d = doublet, t = triplet, q = quartet, m = multiplet), coupling constants (Hz), integration and assignment. 13 C NMR spectra were collected on commercial instruments (100 MHz) with complete proton decoupling. Chemical shifts are reported in ppm from the tetramethylsilane with the solvent resonance as internal standard (CDCl3, δ = 77.0). HRMS was recorded on a commercial apparatus (ESI Source). Enantiomeric excesses (ee) were determined by HPLC analysis using the corresponding commercial chiralpak column as stated in the experimental procedures at 25 °C. Optical rotations were reported as follows: [a] T D (c g/100 mL, in solvent). Reactions were carried out with commercial available reagent in over dried apparatus. THF was distilled from sodium benzophenone ketyl. Isocyanoacetates, 1 substituted isatins 2 and chiral guanidines 3 were prepared using literature method.
General procedure of the catalytic reactions
Under the optimized conditions, the reactions were performed with 1 (0.12 mmol), 2 (0.10 mmol), 4a/AgPF 6 /2-MeOC 6 H 4 CO 2 H (1:1.1:1, 10 mol%) in THF (1.0 mL) at 0 °C for 4-6 h. At first, 2-MeOC 6 H 4 COOH (10 mol%, 1.5 mg), 4a (10 mol%, 5.5 mg), AgPF 6 (11 mol%, 2.8 mg) were added to an over-dried reaction tube under nitrogen atmosphere. After isocyanoacetates 1 (0.12 mmol) and 0.5 mL of THF were added, the mixture started stirring at 0 °C for 5 min. Then, isatins 2 (0.1mmol) and 0.5 mL of THF were added to the mixture. Subsequently, the reaction continued stirring for 4-6 h. The residue was purified by flash chromatography on silica gel to afford the desired product. The enantiomeric excesses (ee) and diastereomeric ratio (dr) were determined by high-performance liquid chromatography (HPLC). The dr was also confirmed by corresponding 1 H NMR spectroscopy. 
